1 H and 13 C NMR spectra were measured in CDCl 3 with JEOL JNM-ECX400 spectrometer.
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Preparation of Substrates
Dibenzyl 2-isopropylmalonate (1h)
Under argon atmosphere, dibenzyl malonate (3.2 mL, 13 mmol, 1.0 equiv.) was added to the suspension of NaH (682 mg, 17 mmol, 1.3 equiv., 60% dispersed in oil) in DMF (15 mL) at 0°C. After stirring for 1h, 2-bromopropane (1.3 mL, 14 mmol, 1.1 equiv.) was added to the reaction mixture. After stirring for 21h, the reaction was quenched with sat. NH 4 Cl aq (5 mL).
The aqueous layer was extracted by CH 2 Cl 2 (20 mL) and the combined organic layers were washed with brine (20 mL). After drying over Na 2 SO 4 , filtration and concentration, the obtained crude product was purified by column chromatography (Hexane/EtOAc = 20/1, SiO 2 : 30 g) to give 1h as a colorless oil (2.78 g, 65% yield). 
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Bis(4-bromobenzyl) maleate (2d)
Maleic anhydride (294 mg, 3.0 mmol, 1.0 equiv.) and p-bromobenzyl alcohol (1234 mg, 6.6 mmol, 2.2 equiv.) were added to the solution of p-TsOH (52 mg, 0.3 mmol, 10 mol %) in toluene (15 mL) at rt. After refluxing for 24 h, the reaction was quenched with sat. NaHCO 3 aq (5 mL). The aqueous layer was extracted by EtOAc (20 mL) and the combined organic layers were washed with brine (20 mL). After drying over Na 2 SO 4 , filtration and concentration, the obtained crude product was purified by column chromatography (Hexane/EtOAc = 20/1, SiO 2 : 15 g) to give 2d as a white solid (633 mg, 47% yield). 
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Typical Procedure for Enantioselective Michael Reaction of a Malonate Ester to a Maleate Ester (Table 1 Entry 5)
Under argon atmosphere, n-Butyllithium (0.1 mmol, 20 mol %) in hexane (0.15 M, 0.67 mL) was added to the solution of (R)-Cl 2 BINOL (17.8 mg, 0.05 mmol, 10 mol %) in TBME at rt.
After stirring for 1 min, dibenzyl malonate (0.13 mL, 0.5 mmol, 1.0 equiv.) and diethyl maleate (0.1 mL, 0.6 mmol, 1.2 equiv.) were successively added to the reaction mixture. After stirring for 1 h, the reaction was quenched with sat. NH 4 Cl aq (2 mL). The aqueous layer was extracted by EtOAc (20 mL) and the combined organic layers were washed with brine (20 mL). After drying over Na 2 SO 4 , filtration and concentration, the crude product was purified by column chromatography (hex/EtOAc = 9/1, SiO 2 : 10 g) to give product 3aa (214 mg, 94% yield, 90% ee).
(+)-1,1-Dibenzyl 2,3-diethyl propane-1,1,2,3-tetracarboxylate (3aa)
Colorless oil.
TLC: R f 0.52 (Hexane/EtOAc = 4/1, stained white with anisaldehyde).
[α] 435 27 +11.5 (c 1.03, CHCl 3 ) for 90% ee. 
IR (film on
NaCl
S-14
Bis ( S-28 S-30 
